Figures S1-S9. NMR characterization of trans,cis-RuCl 2 (CO) 2 (cppH-RRPYIL) (7) (7), [Ru([9]aneS 3 )(cppH-RRPYIL)(PTA)] 2+ (8), [Ru([9]aneS 3 )Cl(cppH-RRPYIL)] + (11) and cppH-RRPYIL.
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Figures S1-S9. NMR characterization of trans,cis-RuCl 2 (CO) 2 (cppH-RRPYIL) (7) in DMSO-d 6 and D 2 O. Figures S10-S13. NMR characterization of [Ru([9] Figure S31 -34. Analytical HPLC chromatograms for trans,cis-RuCl 2 (CO) 2 (cppH-RRPYIL) (7), [Ru([9] aneS 3 )(cppH-RRPYIL)(PTA)] 2+ (8), [Ru([9] aneS 3 )Cl(cppH-RRPYIL)] + (11) and cppH-RRPYIL. Figure S1 . 1 H NMR spectra in D 2 O (region of the aromatic protons of Tyr) of bio-conjugate 7 obtained 1) by reaction (using SPPS) between trans,cis-RuCl 2 (CO) 2 (cppH-κN o ) and RRPYIL (top), and 2) by the reaction in solution between trans,cis,cis-RuCl 2 (CO) 2 (dmso-O) 2 and cppH-RRPYIL (bottom). Figure S6 . Aromatic region of the 1 H NMR spectrum of 7 in D2O, with the integrals for the resonances of protons 3′ and 6′(blue labels for the major isomer, red for the minor one). 6.5 6.7 6.9 7.1 7.3 7.5 7.7 7.9 8.1 8.3 8.5 8.7 8.9 9.1 9.3 9.5 9.7 9.9 f2 (ppm) 
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